(doublet), t (triplet), q, (quartet), app (apparent), br (broad). Coupling constants (J) are quoted to the nearest 0.1 Hz. Proton-decoupled 13 C NMR spectra were recorded on a Bruker DPX360 (90.6 MHz) spectrometer or a Bruker ARX250 (62.9 MHz) spectrometer. Chemical shifts (δ) are quoted in parts per million (ppm) downfield of tetramethylsilane, using deuterated solvent as internal standard (CDCl 3 at 77.0 ppm, CD 3 OD at 49.0 ppm). Assignments were made using the DEPT sequence with secondary pulses at 90° and 135°. 19 F NMR spectra were recorded on a Bruker ARX250 (235 MHz) spectrometer.
Chemical shifts (δ) are quoted in parts per million (ppm) downfield of CFCl 3 (δ = 0 ppm), using fluorobenzene as internal standard (C 6 H 5 F at -113.2 ppm). High-resolution mass spectra were recorded on a Finnigan MAT 900 XLT spectrometer or a Finnigan MAT 95XP spectrometer at the EPSRC National Mass Spectrometry Service Centre, University of Wales, Swansea.
Pentafluorophenylation Reactions General Procedure A for Pentafluorophenylation of Aldehydes and Ketones
A solution of Cu(OAc) 2 (18.2 mg, 0.10 mmol) and dppe (39.8 mg, 0.10 mmol) in THF (3 mL) was stirred at room temperature for 30 min. The appropriate aldehyde or ketone (1.00 mmol) was then added, followed by TMSC 6 F 5 (210 μL, 1.10 mmol) over 0.5 min, and the reaction was stirred at room temperature until complete consumption of the carbonyl compound as observed by TLC analysis, or until no further reaction progress could be seen. (In the case of aliphatic aldehydes, the mixture was cooled to -78 °C before the addition of TMSC 6 F 5 and the reaction was thereafter maintained at -78 °C.) The reaction was quenched with 1 mL of HCl solution (~1 M in MeOH/H 2 O, made up by diluting 8.2 mL of 37% HCl up to 100 mL with MeOH) and the mixture was stirred at room temperature for 1 h. The mixture was filtered through a short plug of SiO 2 using EtOAc (ca. 50 mL) as eluent, and the filtrate was concentrated in vacuo. Purification of the residue by column chromatography afforded the desired alcohol.
General Procedure B for Pentafluorophenylations of Aldehydes and Ketones
This procedure was identical to General Procedure A, except that the appropriate aldehyde or ketone was stirred together with the solution of Cu(OAc) 2 and dppe for 30 min prior to the addition of TMSC 6 F 5 .
Supporting Information

General Procedure C for Pentafluorophenylations of Aldehydes and Ketones
This procedure was identical to procedure A except that the workup was altered as follows: When the reaction had stopped progressing as observed by TLC analysis, (8% EtOAc/hexane) to give pale yellow crystals (288 mg, 84%). R f = 0.27 (10% EtOAc/hexane); m.p. 
